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METHOD OF MANUFACTURING LOW
RESISTIVITY P-TYPE COMPOUND
SEMICONDUCTOR MATERIAL

BACKGROUND OF THE INVENTION

1. Field of the Invention

The present mnvention relates to a method of manufactur-
ing a compound semiconductor material, and more
particularly, to a method of manufacturing a low resistivity
p-type compound semiconductor material.

2. Description of the Prior Art

Most of the semiconductor devices such as light emitting,
diode, laser diode, photodetector, and transitior normally
neced some layers doped with n-type dopants and some
layers doped with p-type dopants. However, some III-V and
[I-VI compound semiconductor materials are difficult to
dope the p-type impurity in high carrier concentration, or
even can’t achieve p-type conductivity. For example, p-type
InP, AlGalnP and AlGalnN III-V compound semiconductor
materials and ZeSSe II-VI compound semiconductor mate-
rials are some typical examples that are either difficult to
achieve high p-type conductivity or even impossible to get
the p-type conductivity. One of the major reasons why 1t 1s
difficult to achieve high carrier concentration in these p-type
doping materials 1s attributed to the unintentional hydrogen
incorporation and resulting acceptor passivation which
occurs during the epitaxial growth or after the cool-down
process of growth.

The 1nfluence of the cooling ambiance on the passivation

of Zn acceptors in InP grown by atmospheric-pressure
OMVPE was first studied by Antell et al. [ Appl. Phys. Lett.,

53, (1988), 758] and Cole et al. [ Electron. Lett., 24, (1988),
029]. They found that the p-type InP layer capped with a
p-type InGaAs and cooled down 1n an AsH; ambiance, the
hole carrier concentration could be significantly reduced by
about 80% compared to a Zn-doped InP layer with a n-type
cap layer. The hole carrier concentration can be recovered to
the expected value simply by annealing in nitrogen atmo-
sphere.

The hydrogen passivation 1s even more serious 1n a p-type
AlGalnP material, especially in a high aluminum content
AlGalnP material. Hamada et al. [IEEE J. Quantum Elec-
tron. 27, (1991), 1483] found that the degree of passivation
increased with aluminum composition. An increase 1n hole
carrier concentration after annealing at 500 degree centi-
orade was observed and proved by a decrease 1n hydrogen
content using SIMS analysis.

The hydrogen passivation effect 1s the most serious 1ssue
in AlGalnN materials. It causes the AlGalnN materials failed
to achieve p-type conductivity. Amono et al. [Japanese J.
Appl. Phys. 28, (1989), L.2112] used low energy electron
beam irradiation (LEEBI) to convert the compensated
Mg-doped GaN into conductive p-type material. However,
with acceleration voltage of 5 kV—-15 kV, an electron beam
can only reach a depth of about 0.5 um. In device design,
normally a p-type GaN material with a thickness of more
than 0.5 um 1s necessary. Therefore, LEEBI 1s not an
ciiective way to convert the thick high resistivity Mg-doped
GaN material 1into p-type conducting material. Besides, the
conversion of the p-type GaN material 1s achieved by
scanning the electron beam across the whole water. This
clectron beam scanning method 1s a quite slow process. It 1s
very difficult to be adapted into the mass production process
by the electron beam scanning method.

In U.S. Pat. No. 5,306,662, Nakamura et al. disclosed a
method for reducing the resistivity of the p-type GalN by an
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2

annealing process 1n a nitrogen atmosphere over 400 degree
centigrade approximately. But to be more effective, the
annealing process should be carried out 1n the temperature
range of 600-1200 degree centigrade. Therefore, 1t 1s not
suitable for III-V compound semiconductor materials that
have high dissociation pressure at low temperature without
a protective cap layer.

SUMMARY OF THE INVENTION

It 1s therefore a primary objection of the present invention
to provide method of manufacturing a low resistivity p-type
compound semiconductor material to solve the above men-
tioned problem.

According to the first aspect of the present invention,
there 1s provided a method of manufacturing a low resistiv-
ity p-type compound semiconductor material over a sub-
strate. The method of the present invention comprises the
steps of:

forming a p-type impurity doped III-V compound semi-

conductor layer on the substrate; and

applying a microwave treatment over the p-type impurity

doped III-V compound semiconductor layer.

According to the second aspect of the present invention,
there 1s provided a method of manufacturing a low resistiv-
ity p-type compound semiconductor material over a sub-
strate. The method of the present invention comprises the
steps of:

forming a p-type impurity doped II-VI compound semi-

conductor layer on the substrate; and

applying a microwave treatment over the p-type impurity

doped II-VI compound semiconductor layer.

According to the third aspect of the present invention,
there 1s provided a method of manufacturing a light emitting
diode. The light emitting diode comprises a substrate, a
n-type lower cladding formed on the substrate, and an active
layer formed on the n-type lower cladding layer. The method
of the present invention comprises the steps of:

forming an p-type impurity doped upper cladding layer on

the active layer; and

applying a microwave treatment over the p-type impurity

doped upper cladding layer.

According to the fourth aspect of the present invention,
there 1s provided a method of manufacturing a light emitting
diode. The light emitting diode comprises a substrate. The
method of the present invention comprises the steps of:

forming an p-type impurity doped lower cladding layer on
the substrate;

applying a microwave treatment over the p-type impurity
doped lower cladding layer;

forming an active layer on the p-type impurity doped
lower cladding layer; and

forming a n- type upper layer on the active layer.

The present invention provides a simple and effective way
to convert the high resistivity p-type impurity doped III-V
or II-VI compound semiconductor materials mnto conductive
p-type materials. According to the present invention, the
p-type 1mpurity doped III-V or II-VI compound semicon-
ductor materials are grown by either hydride vapor phase
epitaxy (HVPE), organometallic vapor phase epitaxy
(OMVPE), or molecular beam epitaxy (MBE). The p-type
impurity doped III-V or II-VI compound semiconductor
materials normally have high resistivity due to hydrogen
passivation elfect. The high resistivity p-type impurity
doped III-V or II-VI compound semiconductor materials
are then treated 1n a microwave apparatus for a period of
time 1n order to convert them into high conductive p-type
materials.
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These and other objectives of the present invention will
no doubt become obvious to those of ordinary skill 1n the art
after reading the following detailed description of the pre-
ferred embodiment which 1s 1llustrated in the various figures
and drawings.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 1s a schematic diagram of a test structure according,
o the present 1nvention.

FIG. 2(a) is a resistivity versus activate time diagram of
the Mg-doped GaN layer shown i FIG. 1.

FIG. 2(b) is a carrier concentration versus activate time
diagram of the Mg-doped GaN layer shown 1n FIG. 1.

FIG. 3 1s a diagram showing the photoluminescence
spectrum of the Mg doped GaN (a) without any treatment,
(b) with the resistance furnace annealing, (c) with the
microwave treatment.

FIG. 4 1s a schematic diagram of a light emitting diode
according to the present 1invention.

FIG. 5 1s another schematic diagram of a light emitting
diode according to the present invention.

DETAILED DESCRIPTION OF THE
PREFERRED EMBODIMENT

The present mvention 1s to provide an easy and effective
method of manufacturing a low resistivity p-type compound
semiconductor material. According to the method of the
present 1nvention, first of all, a p-type 1mpurity doped
compound semiconductor layer 1s grown either directly or
indirectly on a substrate by either HVPE, OMVPE or MBE.
For III-V compound semiconductor material, the p-type
impurity doped compound semiconductor layer can be an
Al Gan,_ P (where 0=x=1, 0=y=1-x) layer or an
AlGalnN layer. The p-type dopant can be an element chosen
from the group consisting of Zn, Cd, Be, Mg, Ca, and Ba.
For II-VI compound semiconductor material, the p-type
impurity doped compound semiconductor layer can be a
/nSSe layer. The p-type dopant can be an element chosen
from the group consisting of Li, Na, K, N, P, and O. Due to
the hydrogen passivation effect, the p-type impurity doped
compound semiconductor layer will have a lower hole
carrier concentration or even very high resistivity. Secondly,
the substrate 1s preheated to a temperature that 1s below 400
degree centigrade to prevent the p-type impurity doped
compound semiconductor layer cracking. The purpose of
maintaining the substrate at a temperature above room
temperature and below 400 degree centigrade 1s to pre-heat
the substrate and to prevent the cracking of the substrate
during the microwave treatment. Because the microwave
freatment 1s a very low temperature process, it can be
applied not only for Al .GalIn, . N (where 0=x=1,
0=y=1-x) material but also for InP, AlGalnP and ZnSe
materials which have high dissociation pressure at low
temperature. The pre-heating of the substrate can be pre-
formed by a resistance heating process or an infrared lamp
heating process. Besides, 1n the present invention, the p-type
impurity doped compound semiconductor material also can
be pre-heated at a temperature above 400 degree centigrade.
Finally, the p-type impurity doped compound semiconductor
layer 1s applied by a microwave treatment 1n a microwave
apparatus which also has the resistance heating function.
The p-type 1mpurity doped compound semiconductor layer
1s then treated 1n a microwave apparatus for a period of time
and converted 1nto a low resistivity p-type compound semi-
conductor material.
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The present invention will herein be described 1n detail
with reference to the following embodiments and their
accompanying drawing.

Embodiment 1

Please refer to FIG. 1. FIG. 1 1s a schematic diagram of
an as-grown sample 10 according to the present invention.
An epitaxy-ready sapphire substrate 12 1s loaded into the
OMVPE reactor chamber (not shown). The sapphire sub-
strate 12 1s preheated for 10 min at 1150 degree centigrade.
The temperature of the sapphire substrate 12 1s then lowered
to about 500-600 degree centigrade. At a temperature of 520
degree centigrade, a 25 nm thick GaN buffer layer 14 is
orown on the sapphire substrate 12. The temperature 1s again
raised to 1100 degree centigrade and a 4 um thick Mg-doped
GaN layer 16 1s grown on the buffer layer 14 with a growth
rate about 2 m/hr.

FIG. 2(a) 1s a resistivity versus activate time diagram of
the Mg-doped GaN layer 16 shown 1n FIG. 1. The as-grown
sample 10 is then put into a microwave apparatus (not
shown) which also has the resistance heating function. First,
the as-grown sample 10 1s pre-heated at a temperature about
60 degree centigrade to homogenize the temperature distri-
bution across the whole wafer 10. After that, a 2.45 GHz
microwave with output power of 560 W 1s applied to the
Mg-doped GaN layer 16 for 5 min to activate the p-type
dopants. The corresponding resistivity of the Mg-doped
GaN layer 16 with microwave treatment 1s shown as the
point A of the FIG. 2(a). For comparison, a Mg-doped GaN
sample (not shown) with the same growth conditions is
annealed at a temperature of 730 degree centigrade for 20
min and the corresponding resistivity of the furnace
annealed Mg-doped GaN sample 1s shown as the point B of
the FIG. 2(a). The carrier concentration of the Mg-doped
GaN layer 16 with microwave treatment is above 1x10"7/
cm” by Hall measurement. The carrier concentration of the
furnace annealed Mg-doped GaN sample is about 1x10"7/
cm” and nearly smaller than the carrier concentration of
Mg-doped GaN layer 16 with the microwave treatment, as
comparing the point A and the point B shown in FIG. 2(b).
Furthermore, as shown in FIG. 2(a) and FIG. 2(b), around 30
seconds for the microwave treatment upon the Mg-doped
GaN layer 16 can also show the good result of small
resistivity and high carrier concentration.

Please refer to FIG. 3. FIG. 3 1s a diagram showing the
photoluminescence spectrum of a Mg-doped GaN 16 (a)
without any treatment, (b) with the resistance furnace
annealing, (¢) with the microwave treatment. The Mg-doped
GalN layer 16 with the microwave treatment and the
Mg-doped GaN layer sample with resistance furnace anneal-
ing both shows a strong 4375 angstrom blue peak compared
with the as-grown sample without any treatment. From both
Hall measurement and photoluminescence spectrum, it
proves that the microwave treatment 1s as effective as the
resistance furnace annealing 1n converting the high resistiv-
ity material into the high conductive p-type material.
Embodiment 2

Please refer to FIG. 4. FIG. 4 1s a schematic diagram of
a light emitting diode 20 according to the present invention.
The present 1nvention 1s also to provide a method of manu-
facturing a light emitting diode 20 with a sapphire substrate
22. A GaN bufler layer 24 1s grown on the sapphire substrate
22. The sapphire substrate 22 1s then heated to about 1130
degree centigrade. A 4 um n-type Si-doped GaN layer 26 1s
orown on the buffer layer 24. The sapphire substrate 22 1is
then cooled down to about 820 degree cenfigrade. An
InGaN/GaN multiple quantum well structure 28 1s grown on
the top of the n-type Si-doped GalN layer 26. Finally, a
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p-type Mg-doped GaNlN layer 30 1s grown on the InGaN/GaN
multiple quantum well structure 28 to form the light emitting
diode 20. The light emitting diode 20 1s then put into a
microwave apparatus (not shown) that also has the resis-
tance heating function. The light emitting diode 20 1is
pre-heated at a temperature of about 60 degree centigrade.
After that, a 2.45 GHz microwave with output power of 560
W 1s applied to the light emitting diode 20 for 3 min to
activate the p-type dopants.

Besides, the light emitting diode 20 with the microwave
treatment 1s then processed into LED chips according to the
following steps.

(1) The surface of the p-type GaN layer 30 is partially
ctched until the n-type GaN layer 26 1s exposed.

(2) ANi/Au ohmic contact metal 32 is evaporated onto the
p-type GaN layer 30 and a Ti/Al ohmic contact metal
34 1s deposited onto the n-type GaN layer 26.

(3) The metallized light emitting diode 20 is then scribed
and broken 1nto a square shape chip with a size of 350
umx350 um.

Finally, the LED chip fabricated as described above has a
forward voltage about 3.5 volt and this forward voltage
value 1s similar to the LED chips made with the furnace
annealing,.
Embodiment 3

Please refer to FIG. 5. FIG. 5 1s another schematic
diagram of a light emitting diode 40 according to the present
invention. The present invention 1s also to provide a method
of manufacturing a light emitting diode 40 with a sapphire
substrate 42. A GaN bufler layer 44 1s grown on the sapphire
substrate 42. The sapphire substrate 42 i1s then heated to
about 1120 degree centigrade. A 4 um p-type Mg-doped
GaNlN layer 50 1s grown on the buifer layer 44. The p-type
Mg-doped GalN layer 50 1s then put into a microwave
apparatus (not shown) that also has the resistance heating
function. The sapphire substrate 42 1s pre-heated at a tem-
perature of about 60 degree centigrade. After that, a 2.45
GHz microwave with output power of 560 W 1s applied to
the p-type Mg-doped GaN layer 50 for 3 min to activate the
p-type dopants. And then, the sapphire substrate 42 is then
cooled down to about 820 degree centigrade. An INGaN/
GalN multiple quantum well structure 48 1s grown on the top
of the p-type Mg-doped GaN layer 50. The sapphire sub-
strate 42 1s then heated to about 1130 degree centigrade. A
n-type Si-doped GaN layer 46 1s grown on the InGaN/GaN
multiple quantum well structure 48 to form the light emitting
diode 40.

Besides, the light emitting diode 40 with the microwave
treatment 1s then processed into LED chips according to the
following steps.

(1) The surface of the n-type GaN layer 46 is partially
ctched until the p-type GaN layer 50 1s exposed.

(2) ANi/Au ohmic contact metal 52 1s evaporated onto the
p-type GaN layer 50 and a Ti/Al ohmic contact metal
54 1s deposited onto the n-type GaN layer 46.

(3) The metallized light emitting diode 40 is then scribed
and broken 1nto a square shape chip with a size of 350
umx350 um.

Finally, the LED chip fabricated as described above has a
forward voltage about 3.5 volt and this forward voltage
value 1s similar to the LED chips made with the furnace
annealing.
Embodiment 4

The present 1nvention 1s also to provide a method of
manufacturing a light emitting diode 40 with a sapphire
substrate 42. A GaN bufler layer 44 1s grown on the sapphire
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substrate 42. The sapphire substrate 42 1s then heated to
about 1120 degree centigrade. A 4 um p-type Mg-doped
GaNlN layer 50 1s grown on the buffer layer 44. And then, the
sapphire substrate 42 1s then cooled down to about 820
degree centigrade. An INGaN/GaN multiple quantum well
structure 48 1s grown on the top of the p-type Mg-doped
GaN layer 50. The sapphire substrate 42 1s then heated to
about 1130 degree centigrade. A n-type Si-doped GaN layer
46 1s grown on the InGaN/GaN multiple quantum well
structure 48 to form the light emitting diode 40. The p-type
Mg-doped GalN layer 50 1s then put into a microwave
apparatus (not shown) that also has the resistance heating
function. The sapphire substrate 42 1s pre-heated at a tem-
perature of about 60 degree centigrade. After that, a 2.45
GHz microwave with output power of 560 W 1s applied to
the p-type Mg-doped GaN layer 50 for 3 min to activate the
p-type dopants.

Besides, the light emitting diode 40 with the microwave
treatment 1s then processed into LED chips according to the
following steps.

(1) The surface of the n-type GaN layer 46 is partially
ctched until the p-type GaN layer 50 1s exposed.

(2) ANi/Au ohmic contact metal 52 is evaporated onto the
p-type GaN layer 50 and a Ti/Al ohmic contact metal
54 1s deposited onto the n-type GaN layer 46.

(3) The metallized light emitting diode 40 is then scribed
and broken 1nto a square shape chip with a size of 350
umx350 um.

Finally, the LED chip fabricated as described above has a
forward voltage about 3.5 volt and this forward voltage
value 1s similar to the LED chips made with the furnace
annealing.

With the example and explanations above, the features
and spirits of the invention will be hopetully well described.
Those skilled 1n the art will readily observe that numerous
modifications and alterations of the device may be made
while retaining the teaching of the immvention. Accordingly,
the above disclosure should be construed as limited only by
the metes and bounds of the appended claims.

What 1s claimed is:

1. A method of manufacturing a low resistivity p-type
compound semiconductor material over a substrate, the
method comprising the steps of:

(a) forming a p-type impurity doped compound semicon-
ductor layer on the substrate, the p-type impurity doped
compound semiconductor layer having a complex
formed by a p-type dopant and a hydrogen; and

(b) applying a microwave treatment over the p-type
impurity doped compound semiconductor layer such
that the hydrogen escapes from said complex due to
absorption of microwave energy of the complex and
p-type dopant restores ability of an acceptor.

2. The method of the claim 1 wherein the method further
comprises, between the step (a) and step (b), a step (c) of
pre-heating the substrate at a predetermined range of tem-
perature.

3. The method of the claim 1 wherein the step (a) is
performed by a hydride vapor phase epitaxy process.

4. The method of the claim 1 wherein the step (a) is
performed by an organometallic vapor phase epitaxy pro-
CESS.

5. The method of the claim 1 wherein the step (a) is
performed by a molecular beam epitaxy process.

6. The method of the claim 1 wherein the p-type impurity
doped compound semiconductor layer is an Al Ga In,_,_ P

layer, and 0=x=1, 0=y=1-x.
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7. The method of claim 1 wherein the p-type 1impurity
doped compound semiconductor layer 1s an Al Ga In,_ _ N
layer, and 0=x=1, 0=y=1-x.

8. The method of claim 1 wherein the p-type 1impurity
doped compound semiconductor layer 1s a ZnSSe layer.

9. The method of claim 1 wheremn the substrate i1s an
epitaxy-ready sapphire substrate.

10. The method of claim 1 wherein the step (b) is
performed by a 2.45 GHz microwave with output power of
560 W,

11. The method of the claim 2 wherein the predetermined
range of temperature 1s below 400 degree centigrade.

12. The method of the claim 11 wherein the step (c) is
performed by a resistance heating process.

10

3

13. The method of the claim 11 wherein the step (c) is
performed by an infrared lamp heating process.

14. The method of claim 6 wherein the p-type 1impurity 1s
at least one selected from the group consisting of Zn, Cd, Be,
Mg, Ca, and Ba.

15. The method of claim 7 wherein the p-type impurity 1s
at least one selected from the group consisting of Zn, Cd, Be,
Mg, Ca, and Ba.

16. The method of claim 8 wherein the p-type impurity 1s

at least one selected from the group consisting of Li, Na, K,
N, P, and O.
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